8-Oxoadenine (1) was found as a main secondary metabolite of a far-eastern Thorectidae sponge. In addition, a related minor compound, 9-methyl-8-oxoadenine (2), was isolated for the first time as a natural product, along with the previously known 3-methyladenine (3). Two known trihydroxylated sterols of the Δ 7 series (4, 5) were also identified. Structural identification of 1-5 was carried out by analysis of spectroscopic data.
8-Oxopurines are considered to be major products of the oxidative damage of purine bases in DNA [1] . Some marine invertebrates can accumulate 8-oxoadenine (1) and related metabolites, although their physiological roles in invertebrates are still unknown. For example, 8-oxoadenine (1) itself and 6-methoxy-7-methyl-8-oxoguanine were reported as natural products from the ascidian Symplegma rubra collected off the South-eastern coastline of Brazil [2] . Erinacean, a β-alanyl derivative of 8-oxoadenine was isolated from the Antarctic sponge Isodictya erinacea, as a feeding deterrent against the predatory starfish Perknaster fuscus [3] . Microxine, the related taurine derivative of 7-methyl-8-oxoadenine from the Australian marine sponge Microxina sp., was found to inhibit cdc2 kinase activity [4] . The so-called caissarone from the endemic Brazilian sea anemone Bundosoma caissarum [5] and a related 8-oxopurine from the sponge Hymeniacidon sanguinea [6] belong to the same group of secondary metabolites.
As part of a program aimed at the search for new marine natural products from marine organisms [7, 8] , we have studied the ethanol extract of an unidentified Thorectidae sponge, collected near the southern Kurile Islands during the scientific cruise of R/V "Academik Oparin" in August 1999. The ethanol-soluble materials were sequentially partitioned with n-hexane and chloroform. The chloroform-soluble materials were further separated by column chromatography on Sephadex LH-20 to obtain a crude mixture of minor polyhydroxylated sterols and a mixture of purines. The mixture of purines was separated by reverse phase HPLC to give 1-3. The mixture of minor polyhydroxylated sterols were purified by column chromatography on silica gel, followed by reverse phase HPLC to provide a mixture of Δ 7 and Δ 7,22 3β,5α,6β-triols (4 and 5). corresponding signal at 152.7 ppm in the spectrum of 1), as well as similarity of all other signals with those of 1, along with MS data suggest that 2 is a monomethylated derivative of 8-oxoadenine. In fact, the NMR spectra of 2 showed additional signals of a N-methyl group (δ H 3.21, s; δ C 25.4 ppm). The absence of the signal for H-9 (δ H 11.2 ppm in the spectrum of 1) in the 1 H NMR spectrum, as well as the cross peak CH 3 (3.21ppm) /C-8 (152.5ppm) in the HMBC spectrum were in agreement with the structure of 9-methyl-8-oxoadenine for 2.To the best of our knowledge this is the first report of the isolation of compound 2 as a natural product from marine organisms.
The compound 3 was identified as 3-methyladenine by comparison of its EIMS, UV and NMR spectra with those reported in the literature [9, 10] . 3-Methyladenine has been reported from marine organisms only once, from the sponge Topsentia genitrix [11] . As is known, humans excrete low levels of 3 in the urine and analysis of urinary 3 is a good integrated measure of DNA methylation by methylating carcinogenesis [10] .
We have studied ethanol extracts of another six Dictyoceratida sponges. These possess spongin fiber skeletons that can display a large amount of phenotypic plasticity. That is why species identification of these sponges is extremely difficult and not always possible. 8-Oxoadenine (1) was isolated only from the Thorectidae sponge. Probably, these results may serve for improvement of the systematics of some Dictyoceratida sponges. The finding of 8-oxoadenine (1) and purines (2-3) in the Thorectidae sponge gives new information concerning the distribution of such rare natural products as 8-oxopurine derivatives in marine organisms.
In addition, we have isolated trace amounts of a mixture of cholest-7-en-3β,5α,6β-triol (4) and 24-methylcholesta-7,22-dien-3β,5α,6β-triol (5) from the sponge. Structural identification of these natural products was carried out by GLC-MS in the form of the corresponding triacetates obtained by treatment with acetyl chloride and N,N-diethylaniline in dry chloroform for 72 hrs at room temperature. It is the first case of the application of GLC-MS to steroid polyols having tertiary hydroxylgroups. The same compounds were previously found from other sponge species [12, 13] , eggs of the sea hare [14] and crinoidea [15] .
Experimental
Melting points (mp) were determined on a Boethius apparatus. IR spectra were obtained on a Bruker Vector 22 spectrophotometer and UV spectra were recorded on a Specord M40 in EtOH. The 1 H and 13 C NMR spectra were recorded on a Bruker DPX-500 spectrometer at 500 and 125 MHz, respectively, with tetramethylsilane as an internal standard. EIMS were measured on a LKB 9000S spectrometer (ionizing energy 70 eV), HREIMS were obtained using an AMD-604S (Intectra, Germany) mass spectrometer (ionizing energy 70 eV). GC-MS were taken with a НР 6890 GC Hewlett Packard [EI mode; ionizing potential, 70eV; separator and ion-source temperature 270°C; column HP-5MS (30 m × 0.25 mm); carrier gas, He]. Low pressure column liquid chromatography was performed using Sephadex LH-20 (Sigma, Chemical Co) and Silica gel L (40/100 μm, Chemapol, Praha, Czech Republic). Silica gel plates, 4.5 × 6.0 cm (5-17 μm, Sorbfil, Russia), were used for thin layer chromatography. HPLC was performed for separation of purines using a Du Pont 8800 Instrument, with a UV detector monitoring at 230 nm. The refractometer RIDK-102 was used as the detector for purification of polyhydroxylated sterols. The specimen was a massive, dull crimson colored cushion sponge, up to 50 mm high; the color changed to yellow grey in ethanol The surface was conulose and unarmored. Primary (15 μm in diameter) and secondary (5 μm) laminated fibers were uncored and did not form a very compact skeleton. The meshes of a skeletal reticulum were rectangular with a width of 2000 μm. The under surface of the primary fibers was slightly fasciculated. The secondary fibers were formed at right angles to the primary fibers and were also somewhat fasciculated. The compactness of the secondary fibers was higher near the sponge surface. The consistency of the sponge was soft and resilient. We suppose that this uncommon sponge is related to an undescibed species of a new genus (Porifera, Dictyoceratida, Thorectidae). There is some resemblance to Sclarispongia for regular skeleton organization, but different uncored fibers. Taxonomic identification was provided by one of us (V. B. K.).
Extraction and isolation:
Animal material (23 g, dry weight) was extracted with EtOH immediately after collection. The ethanolic extract, after evaporation in vacuo, was redissolved in EtOH-H 2 O (9:1) and extracted with n-hexane. After this, the water content of the aqueous EtOH extract was adjusted to 7:1 EtOH-H 2 O and the obtained solution was extracted with CHCl 3 . The CHCl 3 extract was evaporated in vacuo at 50°C to give a green solid (718.9 mg). The solid was separated over Sephadex LH-20 (Sigma, Chemical Co.) eluting with chloroform/ethanol (1:1, v/v) to give two fractions, F1 (317.2 mg) and F2 (260 mg). F1 was chromatographed on a column of Sephadex LH-20 using chloroform/ethanol (3:1) and rechromatographed on the same column using 96% ethanol as the eluting system to obtain 108.4 mg of a crude mixture containing polyhydroxylated sterols. The latter was further purified by column chromatography on silica gel using CHCl 3 , CHCl 3 -EtOH (25:1), and CHCl 3 -EtOH (22:3) mixtures as eluent systems, followed by HPLC (YMC-Pack ODS-A column, 96% EtOH) to yield a mixture of steroid 3β,5α,6β-triols (4 and 5) (0.5 mg, 0.002% dry weight). F2 was separated by HPLC (Diaspher-110-C18 column, 7.5% aqueous EtOH) followed by rechromatography on a YMC-Pack ODS-A HPLC column (7.0% aqueous EtOH) to yield 8-oxoadenine (1) (89.3 mg, 0.4% dry weight), 9-methyl-8-oxoadenine (2) (1.2 mg, 0.005% dry weight), and 3-methyladenine (3) (7.0 mg, 0.03% dry weight). 
8-Oxoadenine

3-Methyladenine (3)
UV λ max (EtOH) nm (log ε): 272 (3.6). 
Cholest-7-en-3β,5α,6β-triol (4)
Peracetate derivatives of 4a and 5a: A subfraction of trihydroxysteroids (0.5 mg) was dissolved in pyridine (0.1 mL) and acetic anhydride (0.1 mL) and allowed to stand at 20°С for 16 h. Removal of the volatile material gave a residue of a diacetate mixture. Acetyl chloride (160 μL), 160 μL of N,Ndiethylaniline and 500 μL of dry chloroform were added to the obtained diacetate mixture and allowed to stand at 20°С for 72 h.. Removal of the volatile material gave a mixture with a triacetate fraction (TLC analysis), which was obtained by preparative TLC on Silica gel using CHCl 3 as development solvent; the steroidal derivatives were analyzed from NMR and GC-MS data. 
